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INSULATING-COATED ORIENTED
MAGNETIC STEEL SHEET AND METHOD
FOR MANUFACTURING SAME

CROSS REFERENCE TO RELATED
APPLICATIONS

This 1s the U.S. National Phase application of PCT/

JP2016/057850, filed Mar. 11, 2016, which claims priority to
Japanese Patent Application No. 2015-067254, filed Mar.
2’7, 2013, the disclosures of each of these applications being
incorporated herein by reference in their enftireties for all
pPUrposes.

TECHNICAL FIELD OF THE INVENTION

The present invention relates to a grain oriented electrical
steel sheet with an isulating coating, and a method of
manufacturing the same.

BACKGROUND OF THE INVENTION

In general, a grain oriented electrical steel sheet (herein-
alter also referred to sumply as “steel sheet”) 1s provided
with a coating on 1ts surface to impart msulation properties,
workability, corrosion resistance and other properties. Such
a surface coating includes an undercoating primarily com-
posed of forsterite and formed in final fimshing annealing,
and a phosphate-based top coating formed on the undercoat-
ng.

Of the coatings formed on the surface of the grain oriented
clectrical steel sheet, only the latter top coating 1s hereinatter
called “insulating coating.”

These coatings are formed at high temperature and further
have a low coetflicient of thermal expansion, and are there-
fore eflective 1n imparting tension to the steel sheet owing to
a difference in coellicient of thermal expansion between the
steel sheet and the coatings when the temperature drops to
room temperature, thus reducing 1ron loss of the steel sheet.
Accordingly, the coatings are required to impart the highest
possible tension to the steel.

In order to meet such a requirement, for example, Patent
Literatures 1 and 2 disclose insulating coatings each formed
using a treatment solution containing a phosphate (e.g.,
aluminum phosphate, magnesium phosphate), colloidal
silica, and chromic anhydride.

In recent years, Cr-free insulating coatings are also under
development to meet the rising demand for environmental
protection, and for example, Patent Literature 3 discloses a
technique using a colloidal oxide 1nstead of chromic anhy-
dride.

The grain oriented electrical steel sheet with an insulating
coating may be hereinaiter also simply called “grain ori-
ented electrical steel sheet” or “steel sheet.”

PATENT LITERATURE

Patent Literature 1: JP 48-39338 A
Patent Literature 2: JP 50-79442 A
Patent Literature 3: JP 2000-169972 A

SUMMARY OF THE INVENTION

Users of grain oriented electrical steel sheets, and 1n
particular clients manufacturing wound-core transformers
perform stress relief annealing at a temperature exceeding,
800° C. after formation of cores for wound-core transtorm-
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2

ers through lamination of steel sheets to thereby release
stress generated 1n the formation of the cores, thus elimi-
nating deterioration of magnetic properties.

In this step, when the insulating coating 1s low 1n heat
resistance, laminated steel sheets may stick to each other to
lower the workability in the subsequent step. Sticking may
also deteriorate magnetic properties.

The mventors of the present invention have studied the
insulating coatings disclosed in Patent Literatures 1 to 3, and
as a result found that sticking may not be adequately
suppressed due to msuflicient heat resistance.

The present invention has been made 1n view of the above
and aims at providing a grain oriented electrical steel sheet
with an insulating coating having a highly heat-resistant
insulating coating, and a method of manufacturing the same.

The inventors of the present invention have made an
intensive study to achieve the above-described object, and as
a result found that variations 1n the state of P—O bonds 1n
an msulating coating have an intluence on whether the heat
resistance 1s good, and also found a techmque for controlling
the state of P—O bonds 1n the msulating coating to be 1n a
state showing good heat resistance. The present invention
has been thus completed.

Specifically, the mvention includes providing the follow-
ing (1) to (6).

(1) A grain oriented electrical steel sheet with an msulat-
ing coating, comprising: a grain oriented electrical steel
sheet; and an insulating coating provided on a surface of the
grain oriented electrical steel sheet, wherein the insulating
coating contains at least one selected from the group con-
sisting of Mg, Ca, Ba, Sr, Zn, Al and Mn, and S1, P, and O,
and wherein a P K-absorption edge XAFS spectrum of the
insulating coating shows three absorption peaks between
2156 €V and 2180 &V.

(2) A method of manufacturing the grain oriented elec-
trical steel sheet with an insulating coating according to (1)
above, the grain oriented electrical steel sheet with an
insulating coating being obtained by performing baking after
applying a treatment solution to a surface of a grain oriented
clectrical steel sheet having undergone finishing annealing,
wherein the treatment solution contains a phosphate of at
least one selected from the group consisting of Mg, Ca, Ba,
Sr, Zn, Al and Mn, and colloidal silica, wherein a colloidal
silica content in the treatment solution 1n terms of solid
content 1s 50 to 150 parts by mass with respect to 100 parts
by mass of total solids in the phosphate, and wherein
conditions of the baking in which a baking temperature T
(unit: © C.) ranges 850<T=1000, a hydrogen concentration
H, (unit: vol %) 1n a baking atmosphere ranges
0.3<H,=230-0.2T, and a baking time Time (unit: s) at the
baking temperature T ranges 5=Time=860-0.8T are met.

(3) The method of manufacturing the grain oriented
clectrical steel sheet with an 1nsulating coating according to
(2) above, wherein the grain oriented electrical steel sheet
having undergone finishing annealing and having the treat-
ment solution applied thereto 1s retained at a temperature of
150 to 430° C. for 10 seconds or more belfore being
subjected to the baking.

(4) A method of manufacturing the grain oriented elec-
trical steel sheet with an insulating coating according to (1)
above, the grain oriented electrical steel sheet with an
insulating coating being obtained by performing baking and
plasma treatment 1n this order after applying a treatment
solution to a surface of a grain oriented electrical steel sheet
having undergone finishing annealing, wherein the treatment
solution contains a phosphate of at least one selected from
the group consisting of Mg, Ca, Ba, Sr, Zn, Al and Mn, and
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colloidal silica, wherein a colloidal silica content 1n the
treatment solution in terms of solid content 1s 50 to 150 parts
by mass with respect to 100 parts by mass of total solids in
the phosphate, wherein conditions of the baking 1n which a
baking temperature T (unit: ° C.) ranges 800<T=1000, a
hydrogen concentration H, (unit: vol %) 1n a baking atmo-
sphere ranges 0=H,<230-0.2T, and a baking time Time
(unit: s) at the baking temperature T ranges Time=300 are
met, and wherein the plasma treatment 1s a treatment which
includes 1rradiating the surface of the grain oriented elec-
trical steel sheet after the baking with plasma generated from
plasma gas contaiming at least 0.3 vol % of hydrogen for
0.10 seconds or more.

(5) The method of manufacturing the grain oriented
clectrical steel sheet with an 1nsulating coating according to
(4) above, wherein the grain oriented electrical steel sheet
having undergone finishing annealing and having the treat-
ment solution applied thereto 1s retained at a temperature of
150 to 430° C. for 10 seconds or more before being
subjected to the baking and the plasma treatment.

(6) The method of manufacturing the grain oriented
clectrical steel sheet with an 1nsulating coating according to
any one of (2) to (5) above, wherein when at least one
selected from the group consisting of 11, V, Cr, Mn, Fe, Co,
N1, Cu, Zn, Zr, Mo, and W 1s denoted by M, the treatment
solution further contains an M compound, and the M com-
pound 1s contained 1n the treatment solution in an amount in
terms of oxide of 10 to 100 parts by mass with respect to 100
parts by mass of total solids 1n the phosphate.

The present invention can provide a grain oriented elec-
trical steel sheet with an msulating coating having a highly
heat-resistant insulating coating, and a method of manufac-
turing the same.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 shows P K-absorption edge XAFS spectra in
insulating coatings and reference reagents.

DETAILED DESCRIPTION OF EMBODIMENTS
OF THE INVENTION

|[Findings Made by Inventors]

Findings of XAFS (X-ray absorption fine structure) that
have led the mventors to complete the present invention are
first described.

A grain oriented electrical steel sheet that had been
manufactured by a known method, had a sheet thickness of
0.23 mm, and had undergone {finishing annealing was
sheared to a size of 300 mmx100 mm, and an unreacted
annealing separator was removed. Thereafter, stress relief
annealing (800° C., 2 hours, N, atmosphere) was performed.

Next, a treatment solution for insulating coating forma-
tion was applied to the steel sheet that had been slightly
pickled 1n 5 mass % phosphoric acid. The treatment solution
contained 100 parts by mass (in terms of solid content) of an
aluminum primary phosphate aqueous solution and 80 parts
by mass (1n terms of solid content) of colloidal silica, and the
treatment solution was applied so that the coating amount on
both surfaces after baking became 10 g/m~.

The steel sheet to which the treatment solution had been
applied was placed in a drying furnace, and dried at 300° C.
for 1 minute. Then, the steel sheet was baked under two
different baking conditions to obtain two types of grain
oriented electrical steel sheets each with an 1nsulating coat-
ing. A first baking condition (baking condition 1) mvolved

] -minute baking at 850° C. 1 a 100% N, atmosphere. A
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4

second baking condition (baking condition 2) involved
30-second baking at 900° C. in a mixed atmosphere of 95
vol % nitrogen and 5 vol % hydrogen.

For the sake of convenience, an insulating coating of a
steel sheet obtained under the baking condition 1 and an
insulating coating of a steel sheet obtained under the baking
condition 2 may be referred to as “insulating coating A and
“insulating coating B.,” respectively.

Next, the heat resistance of the insulating coating A and
the msulating coating B was evaluated by a drop weight test.
Specifically, each resulting steel sheet was sheared into
specimens measuring S0 mmx50 mm, 10 specimens were
stacked on top of one another, and annealing under a
compressive load of 2 kg/cm® was performed in a nitrogen
atmosphere at 830° C. for 3 hours. Then, a weight of 500 g
was dropped from heights of 20 to 120 cm at intervals of 20
cm to evaluate the heat resistance of the insulating coating

based on the height of the weight (drop height) at which the

10 specimens were all separated from each other. In a case
in which the 10 specimens were all separated from each
other after the annealing under compressive loading but
betore the drop weight test, the drop height was set to 0 cm.

When the specimens were separated from each other at a
drop height 01 40 cm or less, the insulating coating was rated
as having excellent heat resistance. The msulating coating A
showed a drop height of 100 cm and was inferior 1n heat
resistance. On the other hand, it was confirmed that the
insulating coating B showed a drop height of 40 cm and
exhibited good heat resistance.

The insulating coating A and the insulating coating B
which are thus diflerent 1n drop height (heat resistance) were
intensively studied for diflerences therebetween, and as a
result 1t was found out that the isulating coatings are
different 1n P K-absorption edge XAFS spectrum. This 1s
described below.

In order to check the bonding state of P in the insulating
coating A and the msulating coating B, P K-absorption edge
(2146 V) XAFS measurement was performed by a total
clectron yield method (TEY) using a soft X-ray beam line
BL-27A of the Photon Factory in the Institute of Materials
Structure Science of the High Energy Accelerator Research
Organization (KEK-PF). This measurement does not depend
on a measurement facility and a beam line but can also be
performed in other synchrotron radiation facilities (for
example, SPring-8, Ritsumeikan University SR Center). Just
to make sure, 1t 1s preferred in the measurement to measure
FePO,, for example, as a reference material to set the white
line at 2153 eV or to measure various magnesium phosphate
reagents to check the absolute accuracy in peak position.
The absorption intensity may also be normalized for each
measurement using N1 mesh or the like.

FIG. 1 shows P K-absorption edge XAFS spectra in
insulating coatings and reference reagents. Specifically, FIG.
1 shows P K-absorption edge X AFS spectra 1n the insulating
coating A and the isulating coating B as well as five types
of reference reagents (magnesium primary phosphate, mag-
nesium metaphosphate, magnestum secondary phosphate,
magnesium pyrophosphate, and magnesium tertiary phos-
phate). Every spectrum has one or more absorption peaks
(corresponding to fine structures) present between 2156 eV
and 2180 eV. A comparison between the insulating coating
A 1nferior in heat resistance (baking condition 1) and the
insulating coating B superior in heat resistance (baking
condition 2) showed that they have different absorption
peaks present between 2156 eV and 2180 eV, and the
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insulating coating A has a strong peak near 2172 eV, whereas
the isulating coating B has three peaks near 2138 eV, 2165
eV and 2172 eV.

From the examination of the state of P by comparison to
the peaks of the reference reagents, 1t 1s presumed that P in
the 1mnsulating coating A inferior 1n heat resistance 1s 1n the
state closer to the primary phosphate material even after
baking, whereas P in the insulating coating B superior in
heat resistance 1s closer to the state of P in the tertiary
phosphate.

A primary phosphate 1s converted into a secondary phos-
phate and further a tertiary phosphate as a result of dehy-
dration condensation of the phosphate, and hence it 1is
presumed that a condensation reaction of the phosphate
proceeds 1n the insulating coating B superior 1n heat resis-
tance. It 1s presumed that, when the condensation reaction
proceeds, the number of P—O bonds 1s increased to
strengthen the structure while increasing the viscosity of the
primarily glassy insulating coating at high temperature,
whereby sticking 1s less likely to occur and the heat resis-
tance 1s 1mproved.

Next, a grain oriented electrical steel sheet with an
insulating coating according to an embodiment of the inven-
tion 1s described again before also describing 1ts manufac-
turing method.
| Grain Onented Electrical Steel Sheet with Insulating Coat-
Ing|

The grain oriented electrical steel sheet with an insulating
coating according to an embodiment of the invention (here-
inafter also referred to simply as “grain oriented electrical
steel sheet of the invention™ or “steel sheet of the invention™)
includes a grain oriented electrical steel sheet; and an
insulating coating provided on a surface of the grain oriented
clectrical steel sheet, wherein the 1insulating coating contains
at least one selected from the group consisting of Mg, Ca,
Ba, Sr, Zn, Al and Mn, and Si1, P, and O, and wherein a P
K-absorption edge XAFS spectrum of the mnsulating coating
shows three absorption peaks between 2156 eV and 2180
eV.

The respective elements contained in the insulating coat-
ing can be checked for their presence by a conventionally
known method, but according to the invention, an mnsulating,
coating formed using a treatment solution containing a
phosphate of at least one selected from the group consisting
of Mg, Ca, Ba, Sr, Zn, Al and Mn, and colloidal silica 1s
deemed to contain at least one selected from the group
consisting of Mg, Ca, Ba, Sr, Zn, Al and Mn, and S1, P, and
O.

The P K-absorption edge XAFS spectrum of the msulat-
ing coating according to an embodiment of the mvention
shows three absorption peaks between 2156 €V and 2180 eV
(see FIG. 1). This shows excellent heat resistance as
described above.

The grain oriented electrical steel sheet 1s not particularly
limited but a conventionally known grain oriented electrical
steel sheet may be used. The grain oriented electrical steel
sheet 1s usually manufactured by a process which mvolves
performing hot rolling of a silicon-containing steel slab by
means of a known method, performing one cold rolling step
or a plurality of cold rolling steps including intermediate

annealing to finish the steel slab to a final thickness, there-
alter performing primary recrystallization annealing, then
applying an annealing separator, and performing final fin-
1shing annealing.

10

15

20

25

30

35

40

45

50

55

60

65

6

[Method of Manufacturing Grain Orniented Electrical Steel
Sheet with Insulating Coating]

Next, a method of manufacturing a grain oriented elec-
trical steel sheet with an 1nsulating coating according to an
embodiment of the mvention (heremnafter also referred to
simply as “manufacturing method of the invention™) that 1s
for obtaining the steel sheet of the invention 1s described by
way of embodiments.

First and second embodiments of the manufacturing
method of the invention are now described.

First Embodiment

The first embodiment of the manufacturing method of the
invention 1s a method of manufacturing the grain oriented
clectrical steel sheet with an 1insulating coating according to
the invention, the grain oriented electrical steel sheet with an
insulating coating being obtained by performing baking after
applying a treatment solution to a surface of a grain oriented
clectrical steel sheet having undergone finishing annealing,

wherein the treatment solution contains a phosphate of at
least one selected from the group consisting of Mg, Ca, Ba,
Sr, Zn, Al and Mn, and colloidal silica, wherein a colloidal
silica content in the treatment solution 1n terms of solid
content 1s 50 to 150 parts by mass with respect to 100 parts
by mass of total solids in the phosphate, and wherein
conditions of the baking in which a baking temperature T
(unit: ° C.) ranges 850=<T=1000, a hydrogen concentration
H, (unit: vol %) 1n a baking atmosphere ranges
0.3<H,=<230-0.27T, and a baking time Time (unit: s) at the
baking temperature T ranges 5=Time=860-0.8T are met.
<Treatment Solution>

The treatment solution is a treatment solution for forming
the mnsulating coating that contains at least a phosphate of at
least one selected from the group consisting of Mg, Ca, Ba,
Sr, Zn, Al and Mn, and colloidal silica.

(Phosphate)

The metal species of the phosphate 1s not particularly
limited as long as at least one selected from the group
consisting of Mg, Ca, Ba, Sr, Zn, Al and Mn 1s used.
Phosphates of alkali metals (e.g., L1 and Na) are significantly
inferior 1n heat resistance and moisture absorption resistance
ol a resulting insulating coating and hence mappropnate.

The phosphates may be used singly or in combination of
two or more. Physical property values of the resulting
isulating coating can be precisely controlled by using two
or more phosphates in combination.

A primary phosphate (biphosphate) 1s advantageously
used as such a phosphate from the viewpoint of availability.

(Colloidal Silica)

The colloidal silica preferably has an average particle size
of 5 to 200 nm, and more preferably 10 to 100 nm from the
viewpoint of availability and costs. The average particle size
of the colloidal silica can be measured by the BET method
(in terms of specific surface area using an adsorption
method). It 1s also possible to use instead an average value
ol actual measurement values on an electron micrograph.

The colloidal silica content 1n the treatment solution 1n
terms of S10, solid content 1s 30 to 150 parts by mass and
preferably 50 to 100 parts by mass with respect to 100 parts
by mass of total solids in the phosphate.

Too low a colloidal silica content may 1mpair the effect of
reducing the coeflicient of thermal expansion of the 1nsu-
lating coating, thus reducing the tension to be applied to the
steel sheet. On the other hand, too high a colloidal silica
content may cause crystallization of the insulating coating to
proceed easily at the time of baking to be described later,
thus also reducing the tension to be applied to the steel sheet.
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However, when the colloidal silica content 1s within the
above-described range, the insulating coating imparts a
proper tension to the steel sheet and 1s highly effective in
improving the iron loss.

(M Compound)

According to the mvention, when at least one selected
from the group consisting of Ti, V, Cr, Mn, Fe, Co, Ni, Cu,
/n, Zr, Mo, and W 1s denoted by M, the treatment solution
may further contain an M compound. With this, the 1nsu-
lating coating has an improved tension to be applied to the
steel sheet to be highly effective 1n improving the iron loss,
and also has an excellent moisture absorption resistance.

Although the form of the M compound contained 1n the
treatment solution 1s not particularly limited, a water-soluble
metal salt form 1s particularly preferred, and an oxide form
1s preferred next. An exemplary oxide 1s a particulate oxide
having a primary particle size of 1 um and preferably 500
nm or less.

Examples of the T1 compound include 110, and Ti,0s;.

Examples of the V compound include NH, VO, and V,O..

An exemplary Cr compound 1s a chromic acid compound,
specific examples thereol including chromic anhydride
(Cr0O,), a chromate, and a bichromate.

Examples of the Mn compound include Mn(NO,),,
MnSQO,, and MnCO,.

Examples of the Fe compound include (NH,),Fe(SO,),,
Fe(NO,),, FeSO,.7H,O, and Fe,O;.

Examples of the Co compound include Co(NO,), and
CoSO.,.

Examples of the N1 compound include Ni(NO,), and
Ni1SO,,.

Examples of the Cu compound include Cu(NO,), and
CuSO,. 5H,0.

Examples of the Zn compound include Zn(INO, )., ZnSO,,,
and ZnCO,.

Examples of the Zr compound include Zr(50,),.4H,O
and ZrQO,.

Examples of the Mo compound include MoS, and MoOQO,.

Examples of the W compound include K, WO, and WO,.

The M compounds as described above may be used singly
or 1n combination of two or more.

The M compound content 1n the treatment solution in
terms of oxide 1s preferably 5 to 150 parts by mass and more
preferably 10 to 100 parts by mass with respect to 100 parts
by mass of total solids 1n the phosphate.

When the M compound content 1s too low, the improve-
ment eflect may not be adequately obtained. On the other
hand, when the M compound content i1s too high, a dense
glassy coating serving as the msulating coating may not be
casily obtained to hinder adequate improvement of the
tension to be applied to the steel sheet.

However, when the M compound content 1s within the
above-described range, the msulating coating 1s more highly
cllective 1n improving the 1ron loss.

The expression “in terms of oxide” 1n the M compound
content 1s specifically illustrated for each of metal species of
M, which 1s as follows:

T1: 1n terms of T10,; V: 1n terms of V,0O.; Cr: 1n terms of
CrO;, Mn: 1n terms of MnO; Fe: i terms of FeO; Co: 1n
terms of CoQO; Ni; 1n terms of N1O; Cu; 1n terms of CuQO; Zn:
in terms of ZnO; Zr: m terms of ZrO,; Mo: 1n terms of
MoQO;; and W: 1n terms of WO,.

<Application of Treatment Solution>

The method of applying the above-described treatment
solution to the surface of the grain ornented electrical steel
sheet 1s not particularly limited but a conventionally known
method may be used.
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The treatment solution 1s preferably applied to both
surfaces of the steel sheet and more preferably applied so
that the coating amount on both the surfaces after baking
becomes 4 to 15 g/m”. The interlaminar insulation resistance
may be reduced when the coating amount 1s too small,
whereas the lamination factor may be more reduced when
the coating amount 1s too large.

<Drying>

Since moisture dries 1n the temperature elevation process
during baking, drying may not be separately performed
betore baking. However, the treatment solution 1s preferably
sufliciently dried before baking and the grain oriented elec-
trical steel sheet having the treatment solution applied
thereto 1s more preferably dried (subjected to preliminary
baking) before baking from the viewpoint of preventing
poor film formation due to abrupt heating and also from the
viewpoint that controlling the phosphate bonding state
through reduction treatment of the isulating coating during
baking, which 1s one characteristic feature of the invention,
1s stably performed.

To be more specific, for example, a steel sheet having the
treatment solution applied thereto 1s preferably placed 1n a
drying furnace and retained for drying at 150 to 450° C. for
10 seconds or more.

Under conditions of less than 150° C. and/or less than 10
seconds, drying may not be enough to obtain a desired
binding state, and at a temperature higher than 450° C., the
steel sheet may be oxidized during drying. In contrast, under
conditions of 150 to 450° C. and 10 seconds or more, the
steel sheet can be adequately dried while suppressing its
oxidation.

A longer drying time 1s preferred but a drying time of 120
seconds or less 1s preferred because the productivity is easily
reduced when the drying time exceeds 120 seconds.

<Baking>

Next, the grain oriented electrical steel sheet dried after
application of the treatment solution 1s baked to form the
insulating coating.

As described above, 1in order to obtain an insulating
coating having excellent heat resistance, the P K-absorption
edge XAFS spectrum of the insulating coating needs to
show three absorption peaks between 2156 ¢V and 2180 V.
Although the method of forming such an 1nsulating coating
1s not particularly limited, an exemplary method for obtain-
ing the above-described feature need only include specific
conditions for baking. To be more specific, the conditions
should include 1) a higher baking temperature (hereinafter
denoted by “T™), 2) a higher hydrogen concentration (here-
inafter denoted by “H,”) in the baking atmosphere, and 3) a
longer baking time (hereinafter denoted by “Time”) at the
baking temperature T.

The respective conditions are described below 1n further
detaul.

(Baking Temperature T)

The baking temperature T (unit: © C.) 1s set in the range
of 850=T=1000. The baking temperature (1) 1s set to 850°
C. or more so that the P K-absorption edge XAFS spectrum
of the insulating coating shows three absorption peaks
between 2156 eV and 2180 eV. On the other hand, when the
baking temperature (1) 1s too high, crystallization of the
primarily glassy insulating coating proceeds excessively to
reduce the tension to be applied to the steel sheet. Therelore,
the baking temperature 1s set to 1000° C. or less.

(Hydrogen Concentration H.,)

The hydrogen concentration H, (unit: vol %) 1n the baking,
atmosphere 1s set i the range of 0.3=H,<230-0.2T. The
hydrogen concentration (H,) 1s set to 0.3 vol % or more so
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that the P K-absorption edge XAES spectrum of the insu-
lating coating shows three absorption peaks between 2156

eV and 2180 ¢V. On the other hand, when the hydrogen
concentration (H,) 1s too high, crystallization of the primar-
1ly glassy insulating coating proceeds excessively. The limait
concentration 1s related to the baking temperature (1) and 1s
set 1n the range ot H,=<230-0.27T.

The remainder of the baking atmosphere except hydrogen
1s preferably an 1nert gas, and more preferably nitrogen.

(Baking Time Time)

The baking time Time (unit: s) 1s set 1n the range of
S=Time=860-0.8T. The baking time (Time) 15 set to 5
seconds or more so that the P K-absorption edge XAFS
spectrum of the imsulating coating shows three absorption
peaks between 2156 eV and 2180 e¢V. On the other hand,
when the baking time (Time) 1s too long, again, crystalli-
zation of the imnsulating coating proceeds excessively. The

limit time 1s related to the baking temperature (1) and 1s set
in the range of Time=860-0.8T.

Second Embodiment

Next, the manufacturing method of the invention 1s
described with reference to the second embodiment.

In the foregoing first embodiment, a description was
given of the specific baking conditions for forming, as an
insulating coating having excellent heat resistance, the 1nsu-
lating coating of which the P K-absorption edge XAFS
spectrum shows three absorption peaks between 2156 eV
and 2180 eV. However, even when the baking conditions 1n
the first embodiment are not met, for example, for lack of the
hydrogen concentration H,, the same insulating coating as in
the first embodiment 1s obtained by further performing
plasma treatment under specific conditions.

More specifically, the second embodiment of the manu-
facturing method of the mvention 1s a method of manufac-
turing the grain ornented electrical steel sheet with an
insulating coating according to the invention, the grain
oriented electrical steel sheet with an insulating coating
being obtained by performing baking and plasma treatment
in this order after applying a treatment solution to a surface
of a grain oriented electrical steel sheet having undergone
finishing annealing, wherein the treatment solution contains
a phosphate of at least one selected from the group consist-
ing of Mg, Ca, Ba, Sr, Zn, Al and Mn, and colloidal silica,
wherein a colloidal silica content 1n the treatment solution in
terms of solid content 1s 50 to 150 parts by mass with respect
to 100 parts by mass of total solids in the phosphate, wherein
conditions of the baking in which a baking temperature T
(unit: © C.) ranges 800<T=<1000, a hydrogen concentration
H, (umt: vol %) 1n a baking atmosphere ranges O0=H,<230-
0.2T, and a baking time Time (unit: s) at the baking
temperature T ranges Time=300 are met, and wherein the
plasma treatment 1s a treatment which includes 1rradiating,
the surface of the grain oriented electrical steel sheet after
the baking with plasma generated from plasma gas contain-
ing at least 0.3 vol % of hydrogen for 0.10 seconds or more.

Since conditions (treatment solution used, application
method, and drying method) 1n the second embodiment are
the same as those 1n the first embodiment except for baking
and plasma treatment, their description 1s omitted.

<Baking>

In the second embodiment, 1t 1s found that plasma treat-
ment 1s performed as the remedial treatment 1n a case where
desired performance 1s not obtained, and acceptable ranges
of the baking conditions are wider than those in the first
embodiment. Even 11 the steel sheet obtained in the first
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embodiment of the manufacturing method of the invention
1s Turther subjected to plasma treatment, good performance
1s not impaired.

Specifically, as for the hydrogen concentration H, (unait:
vol %) 1n the baking atmosphere, 0.3<H,<230-0.2T 1s met
in the first embodiment but 0=<H,<230-0.2T 1s set in the
second embodiment. Good performance can be obtained
even 1n the case of 0=H,<0.3 1n which desired properties
were not obtained according to the first embodiment.

The baking temperature T (unit: ° C.) can also be set 1n a
wider range than under the conditions in the first embodi-

ment (850=T=1000), and 1s in the range of 800<T=1000 1n

the second embodiment. In addition, the baking time Time
(unit: s) at the baking temperature T 1s set 1n the range of

Time=300.

(Plasma Treatment)

As described above, even 1f the baking conditions do not
meet the conditions 1n the first embodiment, an nsulating
coating which has excellent heat resistance and of which the
P K-absorption edge XAFS spectrum shows three absorp-
tion peaks between 2156 eV and 2180 eV is obtained by
turther performing specific plasma treatment.

To be more specific, a surface of the grain oriented
clectrical steel sheet after the baking 1s irradiated waith
plasma generated from plasma gas containing at least 0.3 vol
% of hydrogen for 0.10 seconds or more.

Plasma treatment 1s often performed 1n a vacuum, and
vacuum plasma can be suitably used also in the present
invention. However, the plasma treatment 1s not limited to
this but, for example, atmospheric pressure plasma can also
be used. Now simply referring to the atmospheric pressure
plasma, the atmospheric pressure plasma 1s plasma gener-
ated under atmospheric pressure. The “atmospheric pres-
sure” as used herein may be a pressure close to the atmo-
spheric pressure, as exemplified by a pressure of 1.0x10% to
1.5%10° Pa.

For example, a radio {frequency voltage 1s applied
between opposed electrodes 1n the plasma gas (working gas)
under atmospheric pressure to cause discharge to thereby
generate plasma, and the surface of the steel sheet 1is
irradiated with the plasma.

In this step, the plasma gas (working gas) 1s required to
contain at least 0.3 vol % of hydrogen. When the hydrogen
concentration 1s less than 0.3 vol %, excellent heat resistance
1s not obtained even after plasma treatment.

The upper limit of the hydrogen concentration in the
plasma gas 1s not particularly limited, and 1s preferably 50
vol % or less and more preferably 10 vol % or less.

The gaseous remainder of the plasma gas except hydrogen
preferably includes helium and argon because of easy
plasma generation.

Plasma treatment 1s preferably performed after the tem-
perature of the baked steel sheet dropped to 100° C. or less.
In other words, 1t 1s preferable to irradiate the surface of the
baked steel sheet whose temperature dropped to 100° C. or
less with plasma. When the temperature 1s too high, the
plasma generating portion may have a high temperature to
cause a defect, but the defect can be suppressed at 100° C.
or less.

The plasma 1rradiation time 1s set to 0.10 seconds or more
because a beneficial eflect 1s not obtained when the plasma
irradiation time 1s too short. On the other hand, too long a
plasma irradiation time does not cause a problem on the
properties of the insulating coating, but the upper limit of the
irradiation time 1s preferably 10 seconds or less from the
viewpoint ol productivity.
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The plasma gas temperature (exit temperature) 1s prefer-
ably 200° C. or less, and more preferably 150° C. or less
from the viewpoint that no thermal strain 1s applied to the
steel sheet.

EXAMPLES

The present invention 1s described below more specifi-
cally by way of examples. However, the present invention 1s
not limited thereto.

Experimental Example 1

[Manufacture of Grain Oriented Electrical Steel Sheet with
Insulating Coating]

A grain oriented electrical steel sheet with a sheet thick-
ness o1 0.23 mm (magnetic flux density B,: 1.912 T) that had
undergone finishing annealing was prepared. The steel sheet
was cut 1nto a size of 100 mmx300 mm and pickled in 3
mass % phosphoric acid. Then, a treatment solution pre-
pared by adding 50 parts by mass of colloidal silica (AT-30
manufactured by ADEKA Corporation; average particle
s1ize: 10 nm) and 25 parts by mass of 110, with respect to
100 parts by mass of one or more phosphates listed in Table
1 below was applied so that the coating amount on both
surfaces after baking became 10 g/m”, and the steel sheet
was then placed 1n a drying furnace and dried at 300° C. for
1 minute, and thereafter baked under conditions shown 1n
Table 1 below. A grain oriented electrical steel sheet with an
insulating coating 1n each example was thus manufactured.

Each phosphate used was in the form of a primary
phosphate aqueous solution, and Table 1 below showed the
amounts 1n terms of solid content. The remainder of the
baking atmosphere except hydrogen was set to nitrogen.
[AW]

In each example, the amount of change (AW) of 1ron loss
was determined by an expression shown below. The results
are shown in Table 1 below.

AW=W,7,50(C)—W7,50(R)

W, - ,:5(C): 1ron loss immediately after baking
W, ,:5(R): 1ron loss immediately before applying the
treatment solution (0.840 W/kg)
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[Number of XAFS Peaks]

The insulating coating of the grain oriented electrical steel
sheet with an 1insulating coating in each example was
subjected to P K-absorption edge XAFS measurement by
means of the total electron yield method (TEY) at the soft
X-ray beam line BL-27A of KEK-PF, and the number of
absorption peaks that could be seen between 2156 ¢V and
2180 eV 1n the resulting XAFS spectrum was counted. The
results are shown in Table 1 below.

[Drop Height (Heat Resistance)]

The grain oriented electrical steel sheet with an insulating
coating in each example was sheared into specimens mea-
suring S0 mmx50 mm, 10 specimens were stacked on top of
one another, and annealing under a compressive load of 2
kg/cm” was performed in a nitrogen atmosphere at 830° C.
for 3 hours. Then, a weight of 500 g was dropped from
heights of 20 to 120 cm at intervals of 20 cm to evaluate the
heat resistance of the mnsulating coating based on the height
of the weight (drop height) at which the 10 specimens were
all separated from each other. In a case 1n which the 10
specimens were all separated from each other after the
annealing under compressive loading but before the drop
weight test, the drop height was set to 0 cm. When the
specimens were separated from each other at a drop height
of 40 cm or less, the msulating coating was rated as having
excellent heat resistance. The results are shown 1n Table 1
below.

[Lamination Factor]

The lamination factor of the grain oriented electrical steel
sheet with an insulating coating 1n each example was
determined according to JIS C 2550-5:2011. As a result, 1n
every example, the insulating coating did not contain oxide

fine particles or the like, and the lamination factor was
therefore as good as 97.8% or more.

[Corrosion Resistance]

The rate of rusting of the grain oriented electrical steel
sheet with an 1insulating coating in each example was
determined after exposing the steel sheet to an atmosphere
of 40° C. and 100% humidity for 30 hours. As a result, 1n
every example, the rate of rusting was 1% or less, and the
corrosion resistance was good.
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As shown 1n Table 1 above, 1t was revealed that the
insulating coatings 1n Inventive Examples 1n each of which
the XAFS spectrum shows three absorption peaks between
2156 eV and 2180 eV have excellent heat resistance.

Experimental Example 2

[ Manufacture of Grain Oriented Electrical Steel Sheet with
Insulating Coating]

A grain oriented electrical steel sheet with a sheet thick-
ness of 0.23 mm (magnetic flux density B,: 1.912T) that had
undergone finishing annealing was prepared. The steel sheet
was cut 1nto a size of 100 mmx300 mm and pickled in 3
mass % phosphoric acid. Then, a treatment solution pre-
pared by adding 70 parts by mass of colloidal silica (SNOW-
TEX 50 manufactured by Nissan Chemical Industries, Ltd.;
average particle size: 30 nm) and further an M compound 1n
an amount (1n terms of oxide) shown in Table 2 below with
respect to 100 parts by mass of one or more phosphates
listed 1in Table 2 below was applied so that the coating
amount on both surfaces after baking became 12 g/m*, and
the steel sheet was then placed 1n a drying furnace and dried
at 300° C. for 1 minute, and thereafter baked under condi-
tions shown in Table 2 below. A grain oriented electrical
steel sheet with an 1nsulating coating 1n each example was
thus manufactured.

Each phosphate used was in the form of a primary
phosphate aqueous solution, and Table 2 below showed the
amounts 1n terms of solid content. The remainder of the
baking atmosphere except hydrogen was set to nitrogen.

M compounds added to the treatment solution are listed
below for each metal species of M.

11: 10,

V:NH, VO,

Cr:.Cr0O,

Mn:Mn(NO;),

Fe:FeSO,.7H,O

Co:Co(NO,),

N1:Ni1(NO,),

Cu:Cud0O,.5H,0

/n:/nSO,

Zr:7rQ),

Mo:MoQO,

W:WO,

[AW]

In each example, the amount of change (LW) of 1ron loss
was determined from the expression shown below. The
results are shown 1n Table 2 below.
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AW=W|7,50(C)= W 7,50(R)

W, ,,:0(C): 1ron loss immediately after baking

W, . ,o(R): 1ron loss immediately before applying the
treatment solution (0.840 W/kg)

[Number of XAFS Peaks]

The insulating coating of the grain oriented electrical steel
sheet with an 1insulating coating i1n each example was
subjected to P K-absorption edge XAFS measurement by
means of the total electron yield method (TEY) at the soft
X-ray beam line BL-27A of KEK-PF, and the number of
absorption peaks that could be seen between 2156 eV and
2180 eV 1n the resulting XAFS spectrum was counted. The
results are shown 1n Table 2 below.

[Drop Height (Heat Resistance)]

The grain oriented electrical steel sheet with an insulating
coating 1n each example was sheared nto specimens mea-
suring S0 mmx50 mm, 10 specimens were stacked on top of
one another, and annealing under a compressive load of 2
kg/cm” was performed in a nitrogen atmosphere at 830° C.
for 3 hours. Then, a weight of 500 g was dropped from
heights of 20 to 120 cm at intervals of 20 cm to evaluate the
heat resistance of the insulating coating based on the height
of the weight (drop height) at which the 10 specimens were
all separated from each other. In a case in which the 10
specimens were all separated from each other after the
annealing under compressive loading but before the drop
weight test, the drop height was set to 0 cm. When the
specimens were separated from each other at a drop height
of 40 cm or less, the msulating coating was rated as having
excellent heat resistance. The results are shown 1n Table 2
below.

|[Lamination Factor]

The lamination factor of the grain oriented electrical steel
sheet with an 1insulating coating in each example was
determined according to JIS C 2550-5:2011. As a result, 1n
every example, the insulating coating did not contain oxide
fine particles or the like, and the lamination factor was
therefore as good as 97.7% or more.

[Corrosion Resistance]

The rate of rusting of the grain oriented electrical steel
sheet with an isulating coating 1n each example was
determined after exposing the steel sheet to an atmosphere
of 40° C. and 100% humidity for 50 hours. As a result, 1n
every example, the rate of rusting was 1% or less, and the
corrosion resistance was good.
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As shown 1n Table 2 above, it was revealed that the
insulating coatings in Inventive Examples in each of which
the XAFS spectrum shows three absorption peaks between
2156 ¢V and 2180 ¢V have excellent heat resistance.

Experimental Example 3

A grain oriented electrical steel sheet with a sheet thick-
ness o1 0.23 mm (magnetic flux density B,: 1.912 T) that had
undergone finishing annealing was prepared. The steel sheet

was cut 1nto a size of 100 mmx300 mm and pickled in 3
mass % phosphoric acid. Then, a treatment solution pre-
pared by adding 75 parts by mass of colloidal silica (AT-50
manufactured by ADEKA Corporation; average particle
s1ze: 23 nm) and 30 parts by mass (in terms of FeO) of iron
oxide sol with respect to 100 parts by mass of one or more
phosphates listed 1n Table 3 below was applied so that the
coating amount on both surfaces after baking became 9
g/m”, and the steel sheet was then placed in a drying furnace
and dried at 300° C. for 1 minute, and thereafter subjected
to baking and plasma treatment under conditions shown in
Table 3 below. A grain oriented electrical steel sheet with an
insulating coating in each example was thus manufactured.

Each phosphate used was in the form of a primary
phosphate aqueous solution, and Table 3 below showed the
amounts 1n terms of solid content. The remainder of the
baking atmosphere except hydrogen was set to nitrogen.

At the beginning of plasma treatment, the steel sheet
temperature aiter baking was room temperature.

In plasma treatment, the steel sheet was irradiated with
atmospheric pressure plasma. The atmospheric pressure
plasma device used was PF-DFL manufactured by Plasma
Factory Co., Ltd., and the plasma head used was a linear
plasma head having a width of 300 mm.

The gas species of the plasma gas (working gas) included
Ar, Ar—N,, or Ar—H,, and the total flow rate was set to 30
[/min.

The plasma width was set to 3 mm. The plasma head was
fixed and the steel sheet conveying speed was varied to vary
the irradiation time to thereby uniformly perform plasma
treatment on the entire surface of the steel sheet. The
irradiation time was calculated by dividing the plasma width
(3 mm) by the conveyance speed (unit: mmy/s).

[AW]

In each example, the amount of change (LW) of iron loss
was determined by an expression shown below. The results
are shown in Table 3 below.

TABLE 3

Phosphate [parts by mass] (in terms of solid content)
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AW=W|7,50(L)~ W 750(R)

W, ,o(P): 1ron loss immediately after plasma treatment
W, ,o(R): 1ron loss immediately belfore applying the
treatment solution (0.840 W/kg)
[Number of XAFS Peaks]

The insulating coating of the grain oriented electrical steel
sheet with an insulating coating 1n each example was
subjected to P K-absorption edge XAFS measurement by
means of the total electron yield method (TEY) at the beam
line BL-10 or BL-13 of Ritsumeikan University Sr Center,
and the number of absorption peaks that could be seen
between 2156 eV and 2180 eV in the resulting XAFS
spectrum was counted.

In each example, measurement was made before and after
plasma 1rradiation. The results are shown 1n Table 3 below.
[Drop Height (Heat Resistance)]

The grain oriented electrical steel sheet with an insulating
coating 1n each example was sheared into specimens mea-
suring 50 mmx50 mm, 10 specimens were stacked on top of
one another, and annealing under a compressive load of 2
kg/cm” was performed in a nitrogen atmosphere at 830° C.
for 3 hours. Then, a weight of 500 g was dropped from
heights of 20 to 120 cm at intervals of 20 cm to evaluate the
heat resistance of the insulating coating based on the height
of the weight (drop height) at which the 10 specimens were
all separated from each other. In a case i which the 10
specimens were all separated from each other after the
annealing under compressive loading but before the drop
weight test, the drop height was set to 0 cm. When the
specimens were separated from each other at a drop height
of 40 cm or less, the msulating coating was rated as having
excellent heat resistance. The results are shown 1n Table 3
below.
|[Lamination Factor]

The lamination factor of the grain oriented electrical steel
sheet with an insulating coating 1n each example was
determined according to JIS C 2550-5:2011. As a result, 1n
every example, the insulating coating did not contain oxide
fine particles or the like, and the lamination factor was
therefore as good as 97.9% or more.

[Corrosion Resistance]

The rate of rusting of the grain oriented electrical steel
sheet with an 1insulating coating in each example was
determined after exposing the steel sheet to an atmosphere
of 40° C. and 100% humidity for 30 hours. As a result, 1n
every example, the rate of rusting was 1% or less, and the
corrosion resistance was good.

Baking condition

Magnesium  Calcium Barium  Strontium Zinc Aluminum Manganese T H, 230- Time

No. phosphate phosphate phosphate phosphate phosphate phosphate phosphate [© C.] (vol %) 0.2T [s]
1 100 800 0.0 70 30
2 100 800 0.0 70 30
3 100 800 0.0 70 30
4 100 900 0.2 50 120
5 100 800 0.0 70 30
6 100 800 0.0 70 30
7 100 800 0.0 70 30
8 100 800 0.2 70 3
9 100 800 0.0 70 30
10 100 850 0.1 60 20
11 100 800 0.0 70 30
12 100 800 0.0 70 30
13 100 1000 0.1 30 60
14 100 850 0.0 60 60
15 100 850 0.1 60 60
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TABLE 3-continued
16 100
17 100
18 100
19 100
20 100
21 100
22 100
23 100
24 40 60
25 50 50
26 100
27 100
28 100
29 70
30 80 20
31 50 50
32 50 50
33 50 50
34 60 40
Plasma treatment condition
At N5 H, H, [rradiation AW
No. [L/min] [L/min] [L/min] [vol %0] time [s] [Wikg]
1 30.0 0 0 0.0 3.00 —-0.028
2 29.9 0.1 0 0.0 3.00 —-0.026
3 29.5 0.5 0 0.0 3.00 -0.027
4 28.5 1.5 0 0.0 3.00 -0.026
5 28.0 2.0 0 0.0 5.00 —-0.028
6 29.9 0 0.1 0.3 0.05 -0.026
7 29.9 0 0.1 0.3 0.10 -0.024
8 29.9 0 0.1 0.3 1.00 -0.026
9 29.9 0 0.1 0.3 3.00 —-0.028
10 29.7 0 0.3 1.0 3.00 -0.032
11 29.5 0 0.5 1.7 3.00 -0.025
12 28.5 0 1.5 5.0 5.00 -0.023
13 29.9 0 0.1 0.3 3.00 —-0.038%
14 29.9 0 0.1 0.3 3.00 -0.035
15 29.9 0 0.1 0.3 3.00 -0.032
16 29.9 0 0.1 0.3 3.00 -0.033
17 29.9 0 0.1 0.3 3.00 —-0.036
18 29.9 0 0.1 0.3 3.00 —-0.036
19 29.9 0 0.1 0.3 3.00 -0.036
20 29.9 0 0.1 0.3 3.00 —-0.038
21 29.9 0 0.1 0.3 3.00 -0.037
22 29.9 0 0.1 0.3 3.00 —-0.036
23 29.9 0 0.1 0.3 3.00 -0.033
24 29.9 0.1 0 0.0 3.00 -0.023
25 28.0 2.0 0 0.0 5.00 -0.026
26 29.9 0 0.1 0.3 1.00 -0.024
27 29.5 0 0.5 1.7 3.00 -0.023
28 28.5 0 1.5 5.0 5.00 -0.024
29 29.9 0 0.1 0.3 3.00 -0.035
30 29.9 0 0.1 0.3 0.05 —-0.028
31 29.9 0 0.1 0.3 0.05 -0.031
32 29.9 0 0.1 0.3 0.05 -0.031
33 29.9 0 0.1 0.3 0.05 —-0.033
34 29.9 0 0.1 0.3 3.00 —-0.038%

CE: Comparative Example

IE: Inventive Example

22
850 0.2 60 60
900 0.2 50 60
950 0.2 40 60
950 0.0 40 30
1000 0.0 30 30
1000 0.0 30 5
1000 0.1 30 3
1000 0.0 30 3
800 0.0 70 30
800 0.0 70 30
800 0.2 70 3
800 0.0 70 30
800 0.0 70 30
30 1000 0.0 30 5
850 0.1 60 2
850 0.2 60 60
950 0.1 40 30
1000 0.1 30 30
1000 0.0 30 120
Number of XAES
peaks Drop
Before After height
irradiation irradiation  [cm] Remarks
I 120 CE
] 100 CE
120 CE
1 120 CE
1 100 CE
1 80 CE
3 40 IE
3 40 IE
3 20 IE
3 20 IE
3 20 IE
3 0 IE
3 40 IE
3 40 IE
3 40 IE
3 40 IE
3 40 IE
3 20 IE
3 40 IE
3 40 IE
3 40 IE
3 40 IE
3 40 IE
1 120 CE
1 120 CE
3 40 IE
3 20 IE
3 20 IE
3 20 IE
] 100 CE
120 CE
120 CE
1 120 CE
3 20 IE

As shown 1n Table 3 above, 1t was revealed that the ;5 pared by adding 55 parts by mass of colloidal silica (SNOW-

insulating coatings in Inventive Examples in which only one
peak 1s seen between 2156 eV and 2180 eV before plasma
treatment but three peaks appear owing to the subsequent
plasma treatment have excellent heat resistance.

Experimental Example 4

A grain oriented electrical steel sheet with a sheet thick-
ness o1 0.23 mm (magnetic flux density B,: 1.912 T) that had
undergone finishing annealing was prepared. The steel sheet
was cut 1nto a size of 100 mmx300 mm and pickled in 3
mass % phosphoric acid. Then, a treatment solution pre-

60

65

TEX 30 manufactured by Nissan Chemical Industries, Ltd.;
average particle size: 15 nm) and further an M compound 1n
an amount (in terms of oxide) shown 1n Table 4 below with
respect to 100 parts by mass of one or more phosphates
listed 1in Table 4 below was applied so that the coating
amount on both surfaces after baking became 14 g/m?, and
the steel sheet was then placed 1n a drying furnace and dried
at 300° C. for 1 minute, and thereafter subjected to baking
and plasma treatment under conditions shown in Table 4
below. A grain oriented electrical steel sheet with an 1nsu-
lating coating 1n each example was thus manufactured.
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Each phosphate used was in the form of a primary
phosphate aqueous solution, and Table 4 below showed the
amounts 1n terms of solid content. The remainder of the
baking atmosphere except hydrogen was set to nitrogen.

M compounds added to the treatment solution are listed
below for each metal species of M.

T1:Th0,

V:V,0.

Cr:CrQO,

Mn:MnCO,

Fe:Fe,O,

Co:CoS0O,

N1:N1SO,,

Cu:Cu(NQO,),

/n:/nCO,

/r./r(S0,),.4H, ,

Mo:MoSs,

W:K,WQO,

At the beginning of plasma treatment, the steel sheet
temperature aiter baking was room temperature.

In plasma treatment, the steel sheet was irradiated with
atmospheric pressure plasma. The atmospheric pressure
plasma device used was PF-DFL manufactured by Plasma
Factory Co., Ltd., and the plasma head used was a linear
plasma head having a width of 300 mm.

The gas species of the plasma gas (working gas) included
Ar, Ar—N,, or Ar—H,, and the total flow rate was set to 30
L/min.

The plasma width was set to 3 mm. The plasma head was
fixed and the steel sheet conveying speed was varied to vary
the irradiation time to thereby uniformly perform plasma
treatment on the entire surface of the steel sheet. The
irradiation time was calculated by dividing the plasma width
(3 mm) by the conveyance speed (unit: mmy/s).

[AW]

In each example, the amount of change (AW) of iron loss
was determined from the expression shown below. The
results are shown 1n Table 4 below.

AW=W,750F)=W\7,50(R)

W, - ,:5(P): 1ron loss immediately after plasma treatment
W, ,o(R): 1ron loss immediately betore applying the
treatment solution (0.840 W/kg)
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[Number of XAFS Peaks]

The insulating coating of the grain oriented electrical steel
sheet with an 1insulating coating i1n each example was
subjected to P K-absorption edge XAFS measurement by
means of the total electron yield method (TEY) at the beam
line BL-10 or BL-13 of Ritsumeikan University Sr Center,
and the number of absorption peaks that could be seen
between 2156 eV and 2180 eV in the resulting XAFS
spectrum was counted.

In each example, measurement was made before and after
plasma 1rradiation. The results are shown 1n Table 4 below.
[Drop Height (Heat Resistance)]

The grain oriented electrical steel sheet with an insulating
coating 1n each example was sheared 1nto specimens mea-
suring S0 mmx50 mm, 10 specimens were stacked on top of
one another, and annealing under a compressive load of 2
kg/cm” was performed in a nitrogen atmosphere at 830° C.
for 3 hours. Then, a weight of 500 g was dropped from
heights of 20 to 120 cm at intervals of 20 cm to evaluate the
heat resistance of the insulating coating based on the height
of the weight (drop height) at which the 10 specimens were
all separated from each other. In a case 1n which the 10
specimens were all separated from each other after the
annealing under compressive loading but before the drop
weight test, the drop height was set to 0 cm. When the
specimens were separated from each other at a drop height
of 40 cm or less, the msulating coating was rated as having
excellent heat resistance. The results are shown 1n Table 4
below.

[Lamination Factor]

The lamination factor of the grain oriented electrical steel
sheet with an insulating coating 1n each example was
determined according to JIS C 2550-5:2011. As a result, 1n
every example, the msulating coating did not contain oxide
fine particles or the like, and the lamination factor was
therefore as good as 97.7% or more.

[Corrosion Resistance]

The rate of rusting of the grain oriented electrical steel
sheet with an 1insulating coating in each example was
determined after exposing the steel sheet to an atmosphere
of 40° C. and 100% humidity for 350 hours. As a result, 1n
every example, the rate of rusting was 1% or less, and the
corrosion resistance was good.

TABLE 4
Phosphate [parts by mass]
(in terms of solid content) M compound [parts by mass]
Magnesium  Calcium Barium  Aluminum (in terms of oxide)

No. phosphate phosphate phosphate phosphate Ti vV Cr Mn Fe Co Ni Cu /n  Zr Mo W

1 100

2 100

3 100

4 100 5

5 100 10

6 100 50

7 100

8 100

9 100 10
10 100 80

11 100 10
12 100 50
13 100
14 100
15 100 5
16 100 10
17 100 120
18 100 10
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TABLE 4-continued
19 100 10
20 100 10
21 100 10
22 100 10
23 100 5 5
24 40 60 5 5
25 50 50 5 5
26 100 5 5
27 50 50 5 5 5
28 50 50
29 70 5
30 80 20 10
31 50 50 100
32 50 50 120
33 50 50 100
34 60 40 150
Plasma treatment condition Number of XAFS
Baking condition Ar N, H, H, peaks Drop
T H 230- Time [L/ [L/ [L/ [vol Irradiation AW Before After  height
No. [© C.] [vol %] 02T [s] min| mm| min] %] time [s] [W/kg] i1rradiation irradiation [cm] Remarks
1 800 0.0 70 30 30.0 0 0 0.0 3.00 -0.015 | 120 CE
2 800 0.0 70 30 29.9 0 0.1 0.3 3.00 -0.019 1 40 IE
3 800 0.0 70 30 29.5 05 0 0.0 3.00 -0.020 1 120 CE
4 900 0.2 50 120 28.5 0 1.5 5.0 3.00 —-0.020 3 20 IE
5 800 0.0 70 30 28.0 2.0 0 0.0 5.00 -0.033 1 100 CE
6 800 0.0 70 30 29.9 0 0.1 0.3 0.10 —-0.038 3 40 IE
7 800 0.0 70 30 29.9 0.1 0O 0.0 0.10 -0.020 1 100 CE
8 800 0.2 70 3 29.9 0 0.1 0.3 1.00 -0.021 3 40 IE
9 800 0.0 70 30 29.9 0 0.1 0.3 3.00 —-0.037 3 20 IE
10 850 0.1 60 20 29.7 0 0.3 1.0 3.00 -0.039 3 20 IE
11 800 0.0 70 30 29.5 0 0.5 1.7 3.00 —-0.030 3 20 IE
12 800 0.0 70 30 28.0 0 1.5 5.0 5.00 -0.032 3 0 IE
13 1000 0.1 30 60 20.9 0 0.1 0.3 3.00 —-0.020 3 40 IE
14 850 0.0 60 60 29.9 0.1 0O 0.0 3.00 -0.014 1 100 CE
15 850 0.1 60 60 29.9 0 0.1 0.3 0.05 -0.015 1 100 CE
16 850 0.2 60 60 29.9 0 0.1 0.3 3.00 -0.032 3 40 IE
17 900 0.2 50 60 29.9 0 0.7 0.3 3.00 -0.018 3 40 IE
18 950 0.2 40 60 29.9 0 0.2 0.3 3.00 -0.031 3 20 IE
19 950 0.0 40 30 29.9 0 0.1 0.3 3.00 —-0.030 3 40 IE
20 1000 0.0 30 30 29.9 0 0.1 0.3 3.00 —-0.030 3 40 IE
21 1000 0.0 30 5 29.9 0 0.1 0.3 3.00 -0.032 3 40 IE
22 1000 0.1 30 3 29.9 0 0.1 0.3 3.00 -0.033 3 40 IE
23 1000 0.0 30 3 29.9 0 0.1 0.3 3.00 —-0.030 3 40 IE
24 800 0.0 70 30 29.9 0 0.1 0.3 3.00 -0.032 3 20 IE
25 800 0.0 70 30 28.0 0 2.0 6.7 5.00 -0.031 3 0 IE
26 800 0.2 70 3 29.9 0 0.1 0.3 2.00 -0.034 3 40 IE
27 800 0.0 70 30 29.5 0 0.5 1.7 3.00 -0.033 3 20 IE
28 800 0.0 70 30 28.5 0 1.5 5.0 0.05 -0.019 1 80 CE
29 1000 0.0 30 5 29.9 0 0.1 0.3 3.00 -0.020 3 20 IE
30 850 0.1 60 2 29.9 0 0.1 0.3 2.00 —-0.030 3 20 IE
31 850 0.2 60 60 29.9 0 0.1 0.3 2.00 -0.037 3 20 IE
32 950 0.1 40 30 29.9 0 0.1 0.3 2.00 -0.019 3 20 IE
33 1000 0.1 30 30 29.9 0 0.1 0.3 2.00 -0.033 3 20 IE
34 1000 0.0 30 120 29.9 0 0.1 0.3 3.00 -0.015 3 20 IE

CE: Comparative Example

IE: Inventive Example

As shown 1n Table 4 above, 1t was revealed that the
insulating coatings in Inventive Examples 1n which only one
peak 1s seen between 2156 ¢V and 2180 eV belfore plasma
treatment but three peaks appear owing to the subsequent
plasma treatment have excellent heat resistance.

The invention claimed 1s:

1. A method of manufacturing a grain oriented electrical

steel sheet with an 1nsulating coating, comprising;:

a grain oriented electrical steel sheet; and an insulating
coating provided on a surface of the grain oriented
electrical steel sheet,

wherein the insulating coating contains at least one
selected from the group consisting of Mg, Ca, Ba, Sr,

/n, Al and Mn, and Si1, P, and O, and
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wherein a P K-absorption edge XAFS spectrum of the

insulating coating shows three absorption peaks
between 2156 eV and 2180 &V,

the grain oriented electrical steel sheet with an msulating
coating being obtained by performing baking and

plasma treatment in this order after applying a treat-

ment solution to a surface of a grain oriented electrical

steel sheet having undergone finishing annealing,
wherein the treatment solution contains a phosphate of at

least one selected from the group consisting of Mg, Ca,
Ba, Sr, Zn, Al and Mn, and colloidal silica,

wherein a colloidal silica content 1n the treatment solution
in terms of solid content 1s 50 to 150 parts by mass with
respect to 100 parts by mass of total solids 1n the
phosphate,



wherein conditions

US 10,920,323 B2

27
of the baking in which a baking

temperature T (unit; © C.) ranges 800=T=1000, a hydro-

gen concentration

H, (unit: vol %) 1n a baking atmo-

sphere ranges O<H,=<0.2, and a baking time Time (unit:
s) at the baking temperature T ranges Time=300 are 5

met, and

wherein the plasma treatment 1s a treatment which
includes irradiating an entire surface of the grain ori-
ented electrical steel sheet after the baking with plasma
generated from plasma gas contaiming at least 0.3 vol % 10

to at most 6.7 vol
more.

% of hydrogen for 0.10 seconds or

2. The method of manufacturing the grain oriented elec-

trical steel sheet with

an 1nsulating coating according to

claam 1, wherein the grain oriented electrical steel sheet 15

having undergone finis

1ing annealing and having the treat-

ment solution applied t

nereto 1s retained at a temperature of

150 to 430° C. for 10 seconds or more before being
subjected to the baking and the plasma treatment.
3. The method of manufacturing the grain oriented elec- ¢

trical steel sheet with
claim 2, wherein

an 1nsulating coating according to

28

when at least one selected from the group consisting of Ti,
V, Cr, Mn, Fe, Co, N1, Cu, Zn, Zr, Mo, and W 1s denoted
by M,

the treatment solution further contains an M compound,

and

the M compound 1s contained 1n the treatment solution 1n

an amount 1n terms of oxide of 5 to 150 parts by mass
with respect to 100 parts by mass of total solids 1n the
phosphate.

4. The method of manufacturing the grain oriented elec-
trical steel sheet with an insulating coating according to
claim 1, wherein when at least one selected from the group
consisting of 11, V, Cr, Mn, Fe, Co, Ni, Cu, Zn, Zr, Mo, and
W 1s denoted by M,

the treatment solution further contains an M compound,
and

the M compound 1s contained 1n the treatment solution 1n
an amount 1n terms of oxide of 5 to 150 parts by mass
with respect to 100 parts by mass of total solids in the
phosphate.
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